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I. Materials.
All reagents were purchased from Sigma-Aldrich, Fisher Scientific or TCI America unless otherwise specified and were used as received. Reactions were carried out in foil-wrapped flasks protected from light.
The precursor to N 3 -PTS, triammonium 8-aminopyrene-1,3,6-trisulfonic acid, was prepared in one step from 1-aminopyrene as described
1
.
II. Synthesis. Triammonium 8-azidopyrene-1,3,6-trisulfonate (N 3 -PTS).
A solution of triammonium 8-aminopyrene-1,3,6-trisulfonate (100 mg, 0.22 mmol) was dissolved in ice cold 3.6 N H 2 SO 4 (500 μL)
in a foil wrapped flask on ice. An aqueous solution of 0.66 M NaNO 2 (1 mL, 3 eq) was added dropwise over 10 min. A solution of ice cold 1.1 M sodium azide (1.2 mL, 6 eq) was added dropwise over 10 min. The reaction was stirred on ice for an additional 40 min and was quenched with 0.5 mL concentrated NH 4 OH. The solution was concentrated via rotary evaporation and purified using a Biogel P-2 column (1.5 x 80 cm), eluted with 50 mM aq NH 4 OAc at a flow rate of 0.15 mL/min. The fractions containing the product were combined and lyophilized giving a fluffy yellow powder (79 mg, 75%). IR ν max /cm -1 (3435m, 3180s, 3199s, 2870m, 2113s (N 3 stretch), 1625w, 1416s, 1161s, 1115s, 1036s, 998s, 733m, 653s, 604s IR. IR readings were taken on a Nicolet Avatar 360 FT-IR.
NMR.
1 H NMR spectra were recorded on a Bruker 400 MHz NMR. 1 H NMR spectra were calibrated to the D 2 O solvent peak which was set to 4.79 ppm. 13 C NMR spectra were recorded on a 600 MHz Bruker Advance III instrument using the attached proton test. 13 C NMR spectra in D 2 O were calibrated using methanol as an internal standard set to 49.50 ppm. Even using this high field instrument there were indistinguishable 13 C peaks for N 3 -PTS. Observed peaks were reported.
MS.
Mass spectra were acquired on a LTQ-Orbitrap Velos from Thermo Electron Corporation operating in negative ion mode. (Table S1) were calculated using Beer's law. 
